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Page 2of38 Figure S1 : (A) 125 Te NMR spectrum and (B) HRMS-ESI-(-) spectrum of AS101 after treated with propylene glycol. 
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Chemistry
General Chemical methods. Chemical reagents were purchased from Sigma Aldrich. The course of the reactions was monitored by thin layer chromatography (TLC) on 0.20 mm silica gel 60 F254 plates (Merck, Germany), then visualized with an UV lamp. Nuclear magnetic resonance spectra (NMR) were recorded on Bruker AC 200 spectrometer (Bruker BioSpin GmbH, Rheinstetten, Baden-Wurttemberg, Germany) operating at 200, 50 and 63 MHz for 1 H, 13 C and 125 Te NMR, respectively. CDCl 3 and DMSO-d6 were used as solvents and as internal references, tetramethylsilane (TMS) for 1 H NMR, CDCl 3 for 13 C NMR and diphenylditelluride for 125 Te NMR. Data for NMR spectra are reported as follows: chemical shift (δ ppm), multiplicity (s = singlet, br s = broad singlet, d = doublet, t = triplet, q = quartet, dd = doublet of doublets, m = multiplet), coupling constant (Hz), integration.
Microwave reactions were performed with a CEM Discover Synthesis Unit (CEM Co., Matthews, NC, USA), with a continuous focused microwave power delivery system in a glass vessel (10 or 35 mL) sealed with Teflon cap, under magnetic stirring.
All high resolution mass spectra were acquired in a q-ToF spectrometer Maxis 3G Bruker Daltonics. Prior to experiments all dry solvents were previously degassed and the concentrations of working samples in each experiment were of 1 x 10 -4 and 1 x 10 -5 mol/L.
Syntheses procedures
Preparation of tellurium tetrachloride
In a 50 mL round bottomed flask equipped with a Vigreux column (25 cm), a reflux condenser and a drying tube, was placed elemental tellurium (200 mesh) previously dried overnight in an oven at 100 °C (3.82 g, 30 mmol) and SO 2 Cl 2 (7.5 mL, 90 mmol). The system was placed into the oven of a microwave apparatus and then it was irradiated for 4 h at 65 ºC and at 100 W. After this time all the tellurium powder was consumed and the excess of SO 2 Cl 2 was removed by distillation under vacuum, leaving behind a white solid which was submitted to high vacuum and heating and then used for further reactions without purification. Yield: 7.59 g (94%) 1,2 .
Preparation of p-methoxyphenyltellurium trichloride
In a glass pressure resistant tube (35 mL) equipped with a magnetic stirring bar were placed tellurium tetrachloride prepared as described for 1 ( 
Dichloro (E)-1-(1-chloro-2-(4-methoxyphenyltellanyl)vinyl) cyclohexanol
To a pressure resistant glass tube (10 mL) equipped with a magnetic stirring bar were added 1-ethynylcyclohexanol (248 mg, 2 mmol) and crushedp-methoxyphenyltellurium trichloride (682 mg, 2 mmol). The tube was then placed in the microwave apparatus and irradiated for 15 minutes at 70 °C and 100 W. After that, the tube was opened and the residue was dissolved in chloroform and precipitated with hexane. 
Dichloro (E)-3-chloro-4-(4-metoxyphenyltellanyl)-2 methylbut-3-en-2-ol
To a glass pressure resistant tube (10 mL) equipped with a magnetic stirring bar were added 2-methylbut-3-yn-2-ol (168 mg, 2 mmol) and crushedp-methoxyphenyltellurium trichloride (682 mg, 2 mmol). The tube was then placed in the oven of a microwave apparatus and irradiated for 15 min at 75 °C and 100 W. After that, the tube was opened and the residue was dissolved in chloroform and precipitated with hexane. Yield: 722 mg (85%); colorless crystalline solid. 
Ammonium tetrachloro(4-methoxybenzene)tellurate
In a 50 mL round bottomed flask was placedp-methoxyphenyltellurium trichloride (1.02 g 3 mmol)
and HCl (20 mL 6M) as solvent. The mixture was stirred for 30 minutes and then was added ammonium chloride (160 mg 3 mmol). The mixture was stirred for an additional 1 hour. 
THEORETICAL CALCULATIONS
Scheme S1. Hydrolysis of compounds AS101 (first line), 7 (second line) and 8b (third line) with one equivalent of water and Free Gibbs Energy is given at the right side of the reaction. 
